System zones in capillary zone electrophoresis: moving boundaries caused by freely migrating hydroxide ions.
We present theoretical and experimental data indicating that anionic system zones (SZs), due to free migrating hydroxide anions, can be expected in background electrolytes (BGEs) with a low buffer capacity. In the system containing completely unbuffered BGEs the hydroxide ions derived from the sample start to migrate freely through the capillary tube with the mobility of single hydroxide ions and cause stepwise disturbances in the baseline of the detector trace. Remarkably, this type of SZs do not appear to contribute significantly to the electromigration dispersion (EMD) of the zones of the analytes.